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PROPYLENE RESIN COMPOSITION 

TECHNICAL FIELD 
This invention relates to propylene resin 
5 compositions, and more particularly to propylene resin 

compositions having a well-balanced combination of 
transparency, stress-whitening resistance and impact 
resistance at low temperatures, and further having good heat 
jp resistance. 

ci 

Cj 10 BACKGROUND ART 

u\ Polypropylene resins have been used in a wide 



variety of fields, because of their relatively low cost and 
excellent thermal and mechanical characteristics. In 
general, however, propylene homopolymers has high stiffness, 
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15 but poor impact resistance, especially at low temperatures. 

JU As those wherein the impact resistance at low temperatures 

of propylene homopolymers is improved, a propylene block 
copolymer composition comprising a propylene homopolymer 
component as initially produced and an ethylene-propylene 

20 random copolymer component as subsequently produced has been 

extensively employed in various industrial fields including 
automobiles and household appliances. 

These conventional propylene block copolymer 
compositions are excellent in impact resistance, but 

25 inferior in transparency as compared with homopolymers and 

have large whitening when subjected to impact. As a method 
to improve the disadvantage of whitening by impact in the 



propylene block copolymer composition,, there have been 
proposed a method of increasing the ethylene content in the 
copolymer and a method of adding polyethylene to the 
propylene block copolymer composition. Both methods are 
excellent in an improvement of impact resistance , but have a 
problem to reduce the transparency of the product. 

JP-A-5-331327 discloses a polymer composition 
comprising a propylene block copolymer composition with the 
specified ratio of the intrinsic viscosity of a propylene 
homopolymer component to that of an ethylene propylene 
random copolymer component. JP-A-6-145268 discloses a 
polymer composition with the specified intrinsic viscosity 
of a propylene homopolymer component, the specified ratio of 
the intrinsic viscosity of a propylene homopolymer component 
to that of an ethylene propylene copolymer component and the 
specified ethylene content in the ethylene propylene random 
copolymer component. JP-A-56-72042 and JP-A-57-63350 
disclose a polyolefin resin composition wherein an ethylene- 
propylene copolymer containing a small amount of ethylene is 
blended with other ethylene-propylene copolymer. JP-A-10- 
87744 discloses a propylene resin composition wherein a 
small amount of ethylene is incorporated in a propylene 
homopolymer component in the ethylene-propylene block 
copolymer . 

DISCLOSURE OF THE INVENTION 
Shaped articles made from these polymer 
compositions have been more improved than conventional 



propylene block copolymer compositions in respect of the 
stress-whitening resistance and transparency, but more 
improvements have been required. 

An object of the invention is to provide a 
propylene resin composition having a well-balanced 
combination of transparency, stress-whitening resistance and 
impact resistance at low temperatures and further heat 
resistance characteristics . 

As a result of earnest investigations to attain 
the above-described objects, we have found that a propylene 
resin composition wherein (A) a propylene-a-olef in random 
copolymer containing a specified amount of a-olefin unit and 
(B) a propylene-a-olef in random copolymer having the content 
of a-olefin unit different from the random copolymer (A) are 
composed in the specified composition has a well-balanced 
combination of transparency, stress-whitening resistance and 
impact resistance at low temperatures, and further good heat 
resistance characteristics, when loss tangent {tan 8 ) and 
storage elastic modulus (E ' ) meet certain conditions 
respectively, in the temperature dependence of dynamic 
viscoelasticity of the composition, thus leading to the 
completion of the present invention. 

Thus the present invention relates to a propylene 
resin composition comprising 80 to 40% by weight, based on 
the weight of the composition, of (A) a propylene-a-olef in 
random copolymer with the content of a propylene unit of 
99.1 to 99.9% by weight, and 20 to 60% by weight, based on 



the weight of the composition, of (B) a propylene-a-olef in 
random copolymer with the content of a propylene unit of 7 0 
to 90% by weight, wherein the composition has only one peak 
of loss tangent (tan5) in the temperature range of -80°C to 
80 °C, and the temperature providing not more than 1 x 10 8 
dyn/cm 2 of storage elastic modulus (E r ) is not less than 
150 °C, in the temperature dependence of dynamic 
viscoelasticity of the composition. 

BRIEF DESCRIPTION OF THE DRAWINGS 
Fig. 1 is a flow sheet showing a continuous 
polymerization apparatus used in the Examples and 
Comparative Examples. In the reference numbers used in Fig. 
1, 1 and 10 refer to a polymerization reactor, 2 and 7 refer 
to a hydrogen piping, 3 and 6 refer to a raw material mixing 
gas piping, 4 and 8 refer to an unreacted gas piping, 5 and 
9 refer to a polymer removal piping, and 11 refers to an 
active inhibitor addition piping. 

Fig. 2 is a chart of storage elastic modulus (E ' ) 
and loss tangent (tan 5) measured, relating to Example 1. 

Fig. 3 is a determined chart of storage elastic 
modulus (E') and loss tangent (tan 8) relating to 
Comparative Example 2 . 



BEST MODE FOR CARRYING OUT THE INVENTION 
In the propylene resin composition, the propylene- 
a-olef in random copolymer (A) contains 99.1-99.9% by weight 



of a propylene unit and 0.9-0.1% by weight of an a-olefin 
unit other than propylene. 

If the content of a propylene unit in the 
copolymer (A) is too low, shaped article made from such 
propylene resin composition lowers in heat resistance 
characteristics. If the content is too high, the stress- 
whitening resistance and transparency of shaped articles 
become insufficient. It is particularly preferred that the 
propylene-a-olef in random copolymer (A) constituting the 
propylene resin composition of the present invention 
contains 99.5-99.9% by weight of a propylene unit and 0.5- 
0.1% by weight of an a-olefin unit other than propylene. 

a-olefins constituting the a-olefin unit contained 
in the propylene-a-olef in random copolymer (A) can include 
ethylene, 1-butene, 1-pentene, 1-hexene, 1-octene, 1-decene, 
1-dodecene, 4-methyl-l-pentene and 3-methyl-l-pentene . One 
or more olefins may be used. Ethylene and I-butene are 
preferable from a viewpoint of manufacturing cost. 

In the propylene resin composition of the present 
invention, the propylene-a-olef in random copolymer (B) 
contains 70-90% by weight of a propylene unit and 30-10% by 
weight of an a-olefin unit other than propylene. If the 
content of propylene unit in the copolymer (B) is too high, 
shaped article made from such composition become 
insufficient in the impact resistance at low temperatures. 
If the content is too low, shaped articles lower in 
transparency. The propylene-a-olef in random copolymer (B) 



constituting the propylene resin composition of the present 
invention contains preferably 70-85% by weight of a 

propylene unit and 30-15% by weight of an a-olefin unit 
other than propylene, most preferably 75-85% by weight of a 
propylene unit and 25-15% by weight of an a-olefin unit 
other than propylene. 

a-Olefins constituting the a-olefin unit contained 
in the propylene-a-olef in random copolymer (B) can include 
the same compounds as a-olefins contained in the copolymer 
(A) . Ethylene and 1-butene are preferable. 

The propylene resin composition of the present 
invention comprises 80 to 40% by weight, based on the weight 
of the composition, of (A) a propylene-a-olef in random 
copolymer and 20 to 60% by weight, based on the weight of 
the composition, of <B) a propylene-a-olef in random 
copolymer. If the content of the copolymer (A) is too high, 
the impact resistance at low temperatures becomes 
insufficient. If the content of the copolymer (A) is too 
low, the stiffness lowers remarkably. 

It is particularly preferred that the propylene 
resin composition of the present invention comprises 80 to 
50% by weight of (A) a propylene-a-olef in random copolymer 
and 20 to 50% by weight of (B) a propylene-a-olef in random 
copolymer . 

The propylene resin composition of the present 
invention has only one peak of loss tangent (tan 5 ) in the 
temperature range of -80 °C to 80 °C in the temperature 



dependence of dynamic viscoelasticity of the composition. 
When the propylene resin composition has two or more peaks 
of loss tangent in such temperature range, it shows that the 
compatibility of each component constituting such 
composition is not sufficient. Shaped articles produced 
using this component do not exhibit such transparency and 
stress-whitening resistance as desired in the present 
invention. 

When two different components exist together, 
plural peaks itself of loss tangent which have appeared 
individually in the specified temperature range will become 
ambiguous gradually and it will be soon converged on one 
peak f as the compatibility of each component increases. 
However, it is considered that the composition of the 
present invention comprising (A) a propylene-06-olef in 
copolymer and (B) a propylene-OC-olef in copolymer with 
different contents of propylene unit from each other can 
achieve the effect desired in the present invention by 
constituting the peak of loss tangent so as to have only one 
peak in the above temperature range, while the 
characteristics which each component claims individually are 
maintained and also each too strong claim is united about a 
certain characteristics . 

In addition, the propylene resin composition of 
the present invention is constituted, in the temperature 
dependence of dynamic viscoelasticity, so that the 
temperature which the storage elastic modulus (E') lowers to 



1 x 10 8 dyn/cm 2 or less is 150°C or more, although the storage 
elastic modulus which is an index of dynamic viscoelasticity 
lowers with the temperature rise. When the temperature is 
less than 150 °C, shaped article made from such composition 
does not exhibit desired heat resistance characteristics. 
When the temperature is 155 °C or more, shaped articles made 
from such propylene resin composition have more preferable 
heat resistance characteristics. 

The storage elastic modulus of the propylene resin 
composition lowers rapidly, when the temperature of the 
composition rises up more than a certain temperature. On the 
other hand, lowering of storage elastic modulus of the 
composition, i.e., change of dynamic viscoelastic 
performance is gentle in such a range that the storage 
elastic modulus exceeds 1 x 10 8 dyn/cm 2 . Lowering of storage 
elastic modulus (E') to 1 x 10 8 dyn/cm 2 or less signifies a 
fatal loss in the dynamic viscoelastic performance. The 
significance defining in the invention that the temperature 
at which the storage elastic modulus (E') lowers to 1 x 10 8 
dyn/cm 2 or less is not less than 150°C, signifies that 
lowering in the performance of dynamic viscoelasticity with 
the temperature rise can be maintained as a gentle lowering. 
That is, it shows a heat resistant performance in the 
dynamic viscoelasticity. 

The propylene resin composition of the present 
invention can be produced suitably, when the intrinsic 
viscosity (hereafter referred to as [T|] B ) as determined in 



tetralin at 135 °C for the propylene-a-olef in random 
copolymer (B) constituting the composition is in the range 
of 0.5 to 2.0 dl/g, particularly 1.0 to 2.0 dl/g, more 
preferably 1.3 to 2.0 dl/g. 

Since the intrinsic viscosity [T|] B of the 
propylene-a-olef in random copolymer (B) cannot be directly 
measured, it is calculated from the intrinsic viscosity 
(hereafter referred to as [T|] A ) of the propylene-a-olef in 
random copolymer (A) and the intrinsic viscosity (hereafter 
referred to as [T|] WH0LE ) of the propylene resin composition as 
a final product which can be directly measured, and the 
weight % (hereafter referred to as W B ) of the propylene-a- 
olefin random copolymer (B) , in accordance with the 
following equation. 

[TllB - Ull] WHOLE - (1 - W B /100) [fllj / (W B /100) 

The propylene resin composition of the present 
invention having such constitution can be used suitably as a 
raw material for the production of shaped articles which are 
excellent in transparency, white-stressing resistance, 
impact resistance at low temperatures and further heat 
resistance characteristics . 

The propylene resin composition of the present 
invention may be produced by any method if it has such 
construction, but it can be suitably produced by a two-stage 
continuous polymerization process in a vapor phase. 
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The two-stage continuous polymerization process 
comprises continuously conducting the first polymerization 
step wherein propylene and other OC-olefins than propylene 
are copolymerized preferably in a vapor phase in the 
5 presence of a catalyst containing a catalyst component for 

polyolefin manufacure to produce a prescribed amount of the 
propylene-OC-olef in random copolymer (A) having the specified 
composition ratio, and successively conducting the second 

!<?& 

W polymerization step wherein propylene and other OC-olefins 

*J 10 than propylene are copolymerized by varying the composition 

o 

jyj ratio to produce a prescribed amount of the remaining 

yi 

45 propylene-OC-olef in random copolymer (B) . 

p The catalyst used in the above-mentioned process 

W 

Q is not limited in particular. A variety of catalyst 

81 

.g 15 components such as titanium and metallocene type catalyst 

fj! 

components can be used to produce the composition. 

As the catalyst components for polyolefin 
manufacture , those with an average particle size of 30-300 
m, preferably 30-150 ^m are used. if the average particle 

20 size of the catalyst component for polyolefin manufacture is 

too small, the powder flowability of the resultant propylene 
resin composition is impaired remarkably, with the 
contamination within the polymerization system by adhesion 
of powder to the polymerization reactor wall and the 

25 agitator blade, and also the difficulty in conveyance of the 

powder discharged from the polymerization reactor, which 
leads to the hindrance of stable production. 



Preferably, the catalyst component for polyolefin 
manufacture has a particle size distribution with not more 
than 3.0 of the degree of uniformity. If the degree of 
uniformity is larger, the powder flowability of the 
propylene resin composition will worsen, with the difficulty 
in continuously stable production. 

A stereoregular catalyst comprising the above- 
described catalyst component for polyolefin manufacture, an 
organoaluminum compound, optionally in combination with an 
organosilicon compound is used in the copolymer ization of 
propylene and other OC-olefins than propylene in the first 
polymerization step. Preferably, the catalyst is used after 
being preactivated by reacting the catalyst component for 
polyolefin manufacture with small amounts of OC-olefins. 

Preactivation of the catalyst component for 
polyolefin manufacture can be performed in the presence or 
absence of similar organoaluminum compound to that used in 
the polymerization. In case where the transition metal in 
the catalyst component for polyolefin manufacture is 
titanium, the organoaluminum compound used in the 
preactivation is used usually in the range of 0.1-40 mols, 
preferably 0.3-20 mols per mol of titanium atom, but 
depending on variety of the catalyst component used for 
polyolefin manufacture. 0.1-100 grams, preferably 0.5-50 
grams of a-olefins per gram of the catalyst component for 
polyolefin manufacture is reacted in an inert solvent using 
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such catalyst at 10-80 °C over a period of 10 minutes to 48 
hours • 

In the preactivation, similar organosilicon 
compound to that used in the polymerization may be used if 
necessary, in the range of 0.01-10 moles per mol of the 
organoaluminum compound. 

OC-Olefins used in the preactivation of the 
catalyst component for polyolefin manufacture include 
ethylene, propylene, 1-butene, l-pentene r 1-hexene, 1- 
octene f 1-decene, 1-dodecene, 1-tetradecene , 1-hexadecene , 
1-octadecene , 1-eicosene , 4-methyl-l-pentene , 3-methyl-l- 
pentene and the like. These may be alone or a mixture of 
two or more compounds . 

To control the molecular weight of polymer 
produced during the polymerization, a molecular weight 
modifier such as hydrogen can be used together. 

Inert solvents used in the preactivation of the 
catalyst component for polyolefin manufacture are those not 
affecting the polymerization reaction remarkably, which 
include liquid saturated hydrocarbons such as hexane, 
heptane, octane, decane, dodecane and liquid paraffin, and 
silicon oils having dimethylpolysiloxane structure. These 
inert solvents may be either a single solvent of one solvent 
or a mixed solvent of two or more solvents. 

In the use of these inert solvents, they are 
preferably used after removal of impurities such as 
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moisture, sulfur compound having a bad influence on the 
polymerization . 

The propylene resin composition of the present 
invention is produced suitably by continuously conducting 
the first polymerization step wherein propylene and other a- 
olefins than propylene are copolymerized in a vapor phase in 
the presence of a catalyst containing a catalyst component 
for polyolefin manufacture which has been preactivated in 
the above process, and successively conducting the second 
polymerization step wherein propylene and CC-olefins are 
copolymerized by varying the ratio of propylene used in the 
first polymerization step. 

The first polymerization step, without limitation 
to a vapor phase polymerization, can employ a slurry 
polymerization and a bulk polymerization. The successive 
second polymerization step is preferably a vapor phase 
polymerization, and so preferably the first polymerization 
step may also employ a vapor phase polymerization. In case 
where slurry and bulk polymerizations are employed as the 
second polymerization step, copolymer is dissolved out in 
the solvent, by which continuation of stable operation tends 
to become difficult. 

For the polymerization conditions of the 
propylene-a-olef in random copolymer (A) , propylene and other 
a-olefins than propylene are supplied under the conditions 
including a polymerization temperature of 20-120 °C, 
preferably 40-100 °C, a polymerization pressure of ambient 



pressure to 9.9 MPa , preferably 0.59-5.0 MPa , in the 
presence of a stereoregular catalyst comprising the catalyst 
component for polyolefin manufacture, an organoaluminum 
component and optionally an organosilicon compound, while 
mixing and stirring prescribed amount of powders, thereby 

carrying out the polymerization of the propylene-a-olef in 
random copolymer (A) . The use ratio (molar ratio) of the 
organoaluminum compound to the catalyst component for 
polyolefin manufacture is Al/Ti = 1-500, preferably 10-300 
for the titanium catalyst component used, but depending on 
the variety of catalyst component used for polyolefin 
manufacture. In this case, a mol number of the titanium 
catalyst component refers to a gram atom of substantial Ti 
present in the titanium catalyst component. The use ratio 
(molar ratio) of the organosilicon compound optionally used 
to the organoaluminum compound is Al/Si =1-20 for the 
titanium catalyst component used, but depending on the 
variety of catalyst component used for polyolefin 
manufacture . 

The propylene-a-olef in random copolymer (A) is 
produced so that the content of a propylene unit is 99.1 to 
99.9% by weight and 80-40% by weight of the propylene-OC- 
olefin random copolymer (A) is contained in the composition. 

The composition of the present invention is 
suitably obtained when the intrinsic viscosity [TJ] B of the 
propylene-a-olef in random copolymer (B) is 0.5 to 2.0 dl/g. 
Preferably, the present composition is further constituted 
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so that the intrinsic viscosity of the propylene-a-olef in 
random copolymer (A) is in the range of 0.5 to 4.0 dl/g and 
the resultant composition meets the requirements for 
"storage elastic modulus" and Moss tangent" in the present 
5 invention. 

The intrinsic viscosity can be controlled by using 
a molecular weight modifier such as hydrogen at the time of 
y k polymerization. After the polymerization of the propylene- 

spa. 

jg (X-olef in random copolymer (A) , part of the produced powder 

Sj 

«q 10 is taken out and subjected to the measurement of the 

lj I 

|-Sj intrinsic viscosity [T|] A . 

Subsequent to the polymerization of the propylene- 
's 

fi a-olefin random copolymer (A) , the second polymerization 

%M 

C| step can be conducted wherein propylene and other a-olefins 

.pi 

S 15 than propylene are copolymerized by varying the composition 

■« 

ratio of the mixed monomer in the first polymerization step, 
under the conditions including a polymerization temperature 
of 20-120°C, preferably 40-~100°C, a polymerization pressure 
of ambient pressure to 9.9 MPa, preferably 0.59-5.0 MPa , to 

20 produce the propylene-a-olef in random copolymer (B) . The 

propylene-a-olef in random copolymer (B) is adjusted so that 
the content of a-olefin unit in the copolymer is from 30 to 
10% by weight, by controlling a gas molar ratio of a-olefin 
monomer and propylene monomer in the comonomer gas used. 

25 The weight of the propylene-a-olef in random 

copolymer (B) is adjusted so that it is 20 to 60% by weight 
based on the weight of the composition, by controlling the 



polymerization time and using a polymerization activity 
modifier such as carbon monoxide, hydrogen sulfide or the 
like. The molecular weight of the propylene-a-olef in random 
copolymer (B) is adjusted so that the intrinsic viscosity 
[T|] B of the propylene-a-olef in random copolymer (B) is 
preferably 0.5 to 2.0 dl/g f by using a molecular weight 
modifier such as hydrogen upon the polymerization of the 
copolymer (B) . 

The polymerization process may be any of batch, 
semi-continuous and continuous processes, but a continuous 
polymerization is industrially preferable. 

After the completion of the second polymerization 
step, monomer can be removed from the polymerization system 
to prepare a particulate polymer. The resultant polymer is 
subjected to the measurement of the intrinsic viscosity 

([TU whole) anci the content of a~olefin. 

The propylene resin compositions of the present 
invention can be served as raw materials for shaped articles 
having various shapes formed by a variety of shaping methods 
such as injection, extrusion, inflation, calendaring or the 
like. In molding, the propylene resin composition may be 
blended, if necessary, with inorganic fillers such as talc, 
calcium carbonate, silica and mica, and organic and 
inorganic pigments which have been used in conventional 
polyolefins. Further, known additives can be added, if 
necessary, such as antioxidants, neutralizers , weathering 



agents, antistatic agents, lubricants, foaming agents, flame 
retardants and transparent nucleating agents, 

EXAMPLE 

The invention is further illustrated by the 
following examples and comparative examples, but not limited 
thereto. 

1) Method for the measurement of various physical properties 

The methods for the measurement of physical 
properties used in the Examples and Comparative Examples 
are mentioned below. 

a) tan 5 and E' : They were measured at a frequency of 110 
Hz and a temperature rise rate of 2°C/min., using an 
automatic measuring device for dynamic viscoelasticity 
(trade name: REO V1BR0N DDV-III-EP, manufactured by ORIENTEC 
Co. Ltd.) . For the measurement, a plate-like 27 X 10 X 1 mm 
test piece was used, which was prepared by melt pressing the 
propylene resin composition at 200 °C. 

b) Intrinsic viscosity (dl/g) : It was measured in tetralin 
(tetrahydronaphthalene) used as a solvent, at a temperature 
of 135 °C, using an automatic viscometer (trade name: AVS2- 
type, manufactured by MITSUI TOATSU, Co., Ltd.). 

c) Particle size (Aim) and degree of uniformity of catalyst 
component for polyolefin manufacture: An average particle 
size was determined from a particle size distribution 
measured using "Master Sizer" (trade name, manufactured by 
MALVERN Co. Ltd.) . The degree of uniformity was a value 



obtained by dividing a particle size equivalent to a screen 
opening where the integrated amount of a sample fallen from 
a screen opening reached 10% of all samples when the screen 
opening is gradually shifted from a small screen opening to 
a large screen opening, by a particle size equivalent to a 
screen opening where the above amount reached 60% of all 
samples . 

d) Content of (X-Olef in unit (weight %) : It was measured by 
Infrared absorption spectroscopy. 

e) Melting point : It was measured at a temperature rise 
rate of 20°C/min., using a differential scanning calorimeter 
(trade name: DSC Dupont 1090 , manufactured by Du Pont 
Company) . 

2) Preparation of catalyst component for polyolefin 
manufacture 

a) Catalyst component for polyolefin manufacture (A-l) 

9 5.3 g of anhydrous MgCl 2 and 352 ml of dry EtOH 
were charged in a SUS autoclave purged with nitrogen, a 
mixture was heated to 105 °C with stirring and melted. After 
stirring for one hour, this solution was fed into a two-way 
spray nozzle with pressurized nitrogen (1.1 MPa) heated at 
105°C. The flow rate of nitrogen gas was 38 liter/min. 
Liquid nitrogen for cooling was introduced into a spray 
tower to keep the temperature in the tower at -15 °C A 
product was collected in cooled hexane introduced at the 
bottom of the tower to obtain 256 g. According to the 
analysis of the product, the composition of this product was 



found to be MgCl 2 # 6EtOH identical with the starting 
solution. 

This product was sieved to obtain 205 g of a 
spherical product having a particle size of 45-212 /xm. 
The resultant spherical product was dried at room 
temperature for 181 hrs., using nitrogen at the flow rate of 
3 liters/min, to prepare a dry product with the composition 
of MgCl 2 ' 1.7 EtOH. This product was used as a carrier. 

In a glass flask purged with nitrogen, 20 g of the 
dry carrier, 160 ml of titanium tetrachloride and 240 ml of 
purified 1 , 2-dichloroethane were mixed and heated to 100 °C 
with stirring, 6.8 ml of diisobutyl phthalate were added, 
and a mixture was further heated at 100 °C for 2 hrs. A 
liquid phase part was removed by decantation, washed with 
purified hexane and then dried to prepare a catalyst 
component for polyolefin manufacture (A-l) , The resultant 
catalyst component for polyolefin manufacture (A-l) had the 

average particle size of 115 Jim and the degree of 
uniformity of 1.80, with the analysis of the following 
composition: Mg: 19.5% by weight, Ti : 1.6% by weight, CI: 
59 . 0% by weight. 

b) Catalyst component for polyolefin manufacture (A-2) 
60 ml of titanium tetrachloride and 40 ml of 
toluene were charged in a glass flask purged with nitrogen 
to prepare a mixed solution. A suspension prepared from 20 g 
of magnesium diethoxide having an average particle size of 
42 jum, 100 ml of toluene and 7.2 ml of di-n-butyl phthalate 



was added to the mixed solution kept at 10 °C. Subsequently, 
the temperature of the resulting mixture was elevated from 
10 °C to 90 °C over a period of 80 minutes and the mixture was 
reacted while stirring for 2 hrs. After completion of the 
reaction, the resulting solid product was washed four times 
with 200 ml of toluene at 90 °C, and 60 ml of additional 
titanium tetrachloride and 140 ml of toluene were added. 
The temperature of the mixture was elevated to 112 °C and the 
mixture was reacted while stirring for another 2 hrs. After 
completion of the reaction, the resultant solid product was 
washed 10 times with 200 ml of n-heptane at 40 °C to prepare 
a catalyst component for polyolefin manufacture (A-2) . The 
resultant catalyst component for polyolefin manufacture (A- 
2) had the average particle size of 42 jam and the degree of 
uniformity of 2.00, with the analysis of the following 
composition: Mg: 18.9% by weight, Ti: 2.2% by weight, CI: 
61.6% by weight. 

c) Catalyst component for polyolefin manufacture (A-3) 

A mixture of 300 g of magnesium ethoxide, 550 ml 
of 2-ethylhexyl alcohol and 600 ml of toluene was stirred at 
93 °C for 3 hrs under a carbon dioxide atmosphere of 0.20 
MPa, and further 800 ml of toluene and 800 ml of n-decane 
were added to prepare a magnesium carbonate solution. 

100 ml of the magnesium carbonate solution as 
prepared above were added to a mixed solution stirred at 
30 °C for 5 minutes, comprising 800 ml of toluene, 60 ml of 
chlorobenzene , 18 ml of tetraethoxysilane , 17 ml of titanium 
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tetrachloride and 200 ml of "Isopar G" (trade name, 
manufactured by EXXSON Co. Ltd.) (isoparaffin hydrocarbon 
with 10 average carbon numbers, b.p. 56-176°C). 

After stirring for additional 5 minutes, 44 ml of 
tetrahydrofuran were added, and a mixture was stirred at 
66 °C for one hour. After stirring was ceased and the 
supernatant solution was removed, the resulting solid was 
washed with 100 ml of toluene, 200 ml of chlorobenzene and 
200 ml of titanium tetrachloride were added to the resultant 
soiid, and a mixture was stirred at 135°C for one hour. 
After stirring was ceased and the supernatant solution was 
removed, 500 ml of chlorobenzene, 200 ml of titanium 
tetrachloride and 4.2 ml of di-n-butyl phthalate were added, 
and a mixture was mixed at 135 °C for 1.5 hrs. After the 
supernatant solution was removed, the solid was washed with 
successive, 1200 ml of toluene, 1600 ml of "Isopar G" and 
800 ml of hexane to prepare a catalyst component (A-3) for 
polyolefin manufacture in Comparative Example. The 
resultant catalyst component for polyolefin manufacture (A- 
3) had the average particle size of 24 and the degree of 
uniformity of 1.64, with the analysis of the following 
composition: Mg: 17.0% by weight, Ti: 2.3% by weight, CI: 
55 . 0% by weight. 

(Example 1) 

3) Pre-activation of catalyst component for polyolefin 
manufacture 



A stainless steel reaction vessel having an 
internal volume of 20 liters equipped with slant vanes was 
purged with nitrogen gas and then charged at room 
temperature with 18 liter of a saturated hydrocarbon solvent 
having a dynamic viscosity of 7 0 centistokes at 40 °C (trade 
name: CRYSTOL-352, manufactured by ESSO Petroleum Co. Ltd.), 
1.8 liter of hexane, 100.6 mmol of triethyl aluminum, 15.1 
mmol of di-isopropyl-di-methoxysilane and 120.4 g of the 
catalyst component (A-l) for polyolefin manufacture as 
prepared above, and the mixture was warmed to 30 °C. 
Subsequently, the catalyst was pre-activated by feeding 
240.8 g of propylene while stirring over a period of 3 hrs . 
The result of the analysis indicated that 1.9 g of propylene 
was reacted per 1 g of the catalyst component for polyolefin 
manufacture . 

4) First polymerization step 

In the flow sheet shown in Fig. 1, 0.4 g/hr of the 
pre-activated catalyst, triethyl aluminum as an 
organoaluminum compound and di-isopropyl-di-methoxysilane as 
an organosilicon compound were continuously fed to a 
horizontal type polymerization reactor equipped with 
stirring vanes (L/D=6, internal volume 100 lit.), under such 
a condition that an Al/Si molar ratio was 6. A mixed gas of 
propylene and ethylene in the indicated molar ratio as shown 
in Table 1 was continuously fed, while maintaining the 
conditions including the reaction temperature of 60 °C, the 
reaction pressure of 2.1 MPa and the stirring speed of 35 
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rpm. Further, hydrogen gas was continuously fed through 
piping 2 so that the hydrogen concentration in the vapor 
phase within the polymerization reactor was kept at the 
hydrogen/propylene molar ratio shown in Table 1, to produce 
the propylene-a-olef in copolymer (A) . 

Reaction heat was removed by heat of vaporization 
of a raw material, propylene fed through piping 3. 
Unreacted gas discharged from the polymerization reactor was 
cooled and condensed outside the reaction system via piping 
4 and returned to polymerization reactor 1. 

The resultant propylene-a-olef in random copolymer 
(A) was continuously taken out from the polymerization 
reactor 1 via piping 5 so that the polymer occupied 50% by 
volume of the reactor, and then it was fed to a 
polymerization reactor 10 in the second polymerization step. 
At this time, a part of the propylene-a-olef in random 
copolymer (A) was intermittently taken out from piping 5 and 
it was used as a sample for measuring the ethylene content 
and intrinsic viscosity. 
5) Second polymerization step 

The propylene-a-olef in random copolymer (A) from 
the first polymerization step and a mixed gas of ethylene 
and propylene were continuously fed to a horizontal type 
polymerization reactor 10 equipped with stirring vanes 
(L/D-6, internal volume 100 lit.) to carry out a 
copolymerization of ethylene and propylene. The reaction 
conditions include the stirring speed of 25 rpm, the 



temperature of 55 °C and the pressure of 1 . 9 MPa. The gas 
composition in the vapor phase was controlled to give the 
ethylene/propylene molar ratio and the hydrogen/ethylene 
molar ratio shown in Table 1. Through piping 11, carbon 
monoxide was supplied as a polymerization inhibitor to 
control the amount of the propylene-cc-olef in random 
copolymer (B) polymerized, and through piping 7 hydrogen gas 
was supplied to control the molecular weight of the 
propylene-oc-olef in random copolymer (B) . 

Reaction heat was removed by heat of vaporization 
of a raw material, liquid propylene supplied from piping 6. 
Unreacted gas discharged from the polymerization reactor was 
transferred to the outside of the reaction system via piping 
8, cooled, condensed and then returned to the second 
polymerization step. The propylene resin composition 
produced in the second polymerization step was continuously 
taken out from polymerization reactor 10 via piping 9 so 
that the level of the polymer retained is 50% by volume of 
the reaction volume. The production rate of the propylene 
resin composition was 8 to 15 kg/hr. 

For the propy lene-Ct-olef in random copolymer (A) 
produced in the first step and the polypropylene composition 
produced in the second step, various physical properties 
were measured. The intrinsic viscosity [T]] B of the 
propylene-a-olef in random copolymer (B) was calculated on 
the basis of the above-mentioned equation, using the 
intrinsic viscosity [r[] A of the propylene-a-olef in random 



copolymer {A) and the intrinsic viscosity [Tl] WH0LE of the 
propylene resin composition. The result of various physical 
properties measured was shown in Table 1. The chart of 
storage elastic modulus (E') and loss tangent (tan 6) 
measured is shown in Fig. 2. 
(Examples 2-5 , Comparative Examples 1-4) 

The above-mentioned catalyst component for 
polyolefin manufacture (A-2) was used as a catalyst 
component. The compositions of Examples 2-5 and Comparative 
Examples 1-4 were produced by varying the ethylene/propylene 
molar ratio and the hydrogen/propylene molar ratio in the 
first polymerization step as well as the ethylene/propylene 
molar ratio and the hydrogen/ethylene molar ratio in the 
second polymerization step as shown in Tables 1 and 2, 

The results of various physical properties 
measured for the resultant compositions are shown in Tables 
1 and 2. For Comparative Example 2, the chart of storage 
elastic modulus (E') and loss tangent (tan 6) measured is 
shown in Fig. 3. 
(Comparative Example 5) 

The above-mentioned catalyst component for 
polyolefin manufacture (A-3) was used as a catalyst 
component. The composition of Comparative Example 5 was 
produced by varying the ethylene/propylene molar ratio and 
the hydrogen/propylene molar ratio in the first 
polymerization step as well as the ethylene/propylene molar 



ratio and the hydrogen/ethylene molar ratio in the second 
polymerization step as shown in Table 2. 

The result of various physical properties measured 
for the resultant composition is shown in Table 2. 
6) Production of injection molded articles 

0.004 kg of a phenol type heat stabilizer and 
0.004 kg of calcium stearate were added to 4 kg of each 
composition produced in each Example and Comparative 
Example, and they were mixed at room temperature for 2 
minutes using a high speed stirring mixer (trade name: 
Henschel mixer) . The mixture was granulated into pellets by 
an extruding granulator with a screw diameter of 40 mm. 
Then f a J IS type test piece was prepared from the pellets 
using an injection molding machine at the molten resin 
temperature of 250 °C and the mold temperature of 50 °C. The 
resulting test piece was conditioned in a chamber kept at 
50% humidity and at a temperature of 23 °C for 72 hours, and 
various physical properties thereof were measured according 
to the following methods. The results were shown in Tables 
1 and 2. 

a) Flexural modulus (MPa) : It was measured in accordance 
with J IS K 7203. 

b) Haze: It was measured in accordance with ASTM D 1003 
using a plate-like 25 X 50 X 1 mm test piece conditioned 
under the above condition. 

c) Izod impact value: It was measured in accordance with JIS 
K 6758 at each temperature of 0°C and -20 °C. 
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d) Whitening by impact: A load was fallen, under the 
following conditions, on a plate-like 50 X 50 X 2 mm test 
piece conditioned under the above conditions, using a du 
Pont impact machine (manufactured by Toyo Seiki Co., Ltd.). 
5 and a diameter of whitening area generated on the test piece 

by impact was measured. 

Tip radius in impact core 0.635 cm 
iz Inner diameter of anvil 3.81 cm 

Q Load 500 g 
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^10 Falling height of load 1 m 
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INDUSTRIAL UTILIZATION 
The shaped articles produced from the propylene 
resin composition satisfying the requirements for physical 
5 properties in the present invention have excellent 

transparency, stress-whitening resistance, impact strength 
at low temperatures, and further heat resistance, and well- 
balanced properties thereof. The propylene resin 
PJ composition of the present invention is used suitably in 

o • -3 

Cj 10 various applications for which such properties are required, 

el 
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b 
y 
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CLAIM 



1. A propylene resin composition comprising 80 to 40% 
by weight of (A) a propylene-cc-olef in random copolymer with 
the content of a propylene unit of 99.1 to 99.9% by weight, 
and 20 to 60% by weight of (B) a propylene-OC-olef in random 
copolymer with the content of a propylene unit of 70 to 90% 
by weight, wherein the composition has only one peak of loss 
tangent (tan 5) in the temperature range of -80°C to 80°C, 
and the temperature providing not more than 1 x 10 8 dyn/cm 2 
of storage elastic modulus (E') is not less than 150 °C r in 
the temperature dependence of dynamic viscoelasticity of the 
composition . 

2. The propylene resin composition of claim 1 wherein 
the temperature providing not more than 1 x 10 8 dyn/cm 2 of 
storage elastic modulus (E') is not less than 155 °C. 

3. The propylene resin composition of claim 1 wherein 
the intrinsic viscosity of the propylene-CC-olef in random 
copolymer (B) is in the range of 0.5-2.0 dl/g. 



ABSTRACT 



A propylene resin composition is constructed so as 
to contain (A) a propylene-cc-olef in random copolymer with 
the content of a propylene unit of 99.1 to 99.9% by weight, 
and (B) a propylene-oc-olef in random copolymer with the 
content of a propylene unit of 70 to 90% by weight, in the 
specified proportion, and to have the specified loss tangent 
(tan 5) and storage elastic modulus (E'), in the temperature 
dependence of dynamic viscoelasticity . Thereby, the 
propylene resin composition is provided, suitable as a raw 
material for shaped article having a well-balanced 
combination of transparency, stress-whitening resistance,' 
impact resistance at low temperatures, and further heat 
resistance . 
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As a below named inventor, f hereby declare that: 

My residence, post office address and citizenship are as stated 
next to my name. 

I believe I am the original, first and sole inventor (if only one 
name is listed below) or an original, first and joint inventor (if 
plural names are listed below) of the subject matter which is 
claimed and for which a patent is sought on the invention 
entitled 

PROPYLENE RESIN COMPOSITION 



the specification of which 
□ is attached hereto. 

E3 was filed on September 5, 2000 

as United States Application Number or 
PCT International Application Number 
PCT/JP00/ 06008 and was amended on 
(if applicable). 

I hereby state that I have reviewed and understand the 
contents of the above identified specification, including the 
claims, as amended by any amendment referred to above. 

I acknowledge the duty to disclose information which is material 
to patentability as defined in Title 37, Code of Federal 
Regulations, Section 1.56. 
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Prior Foreign Applications) 

11-252936 
(Number) 

(Number) 



JAPAN 



(Country) 

(B«) 



(Country) 
(■«) 



$U;tJg35»#Bftftll9* (e) Ec^^TTE<D*B«ffF 



(Application No.) 



(Filing Date) 

mms) 

365* (c) cS^<««*ccc£*L41% 
tt»iFl6**»HIK«BiHi^OWil*K:A*8*tfc. 



(Application No.) 
(AM*) 



(Filing Date) 



(Application No.) 



(Filing Date) 

(mj^B) 



______ Page 



I hereby claim foreign priority under Title 35, United States Code, 
Section 119 (a)-(d) or 365(b) of any foreign application® for patent 
or inventor's certificate, or Section 365(a) of any PCT International 
application which designated at least one country otiier than the 
United States, listed below and have also identified below, by 
checking the box, any foreign application for patent or inventor's 
certificate, or PCT International application having a filing date 
before that of the application on which priority is claimed. 

Priority Claimed 

07/09/1999 _ _ 



(Day/Month/Year Filed) 



(Day/Month/Year Filed) 



Yes 

□ 
Yes 
tti* 



No 

□ 

No 



I hereby claim the benefit under Title 35, United States Code, 
Section 119(e) of any United States provisional applicatbn(s) listed 
below. 



(Application No.) 



(Filing Date) 
(UIBB) 



2 of 



I hereby claim the benefit under Title 35, United States Code, Section 
120 of any United States application®, or Section 365(c) of any PCT 
International application designating the United States, listed below 
and, insofar as the subject matter of each of the claims of this 
application is not disclosed in the prior United States or PCT 
International application in the manner provided by the first paragraph 
of Title 35, United States Code Section 112, 1 acknowledge the duty 
to disclose information which is material to patentability as defined in 
Trtle 37, Code of Federal Regulations, Section 1.56 which became 
available between the filing date of the prior application and the 
national or PCT international filing date of application. 

(Status: Patented, Pending, Abandoned) 

mm : *ww», tun*) 

(Status: Patented, Pending, Abandoned) 

(mu : *miwr»* nmm 

I hereby declare that all statements made herein of my own 
knowledge are true and that all statements made on information 
and belief are believed to be true; and further that these statements 
were made with the knowledge that willful false statements and the 
like so made are punishable by fine or imprisonment, or both, under 
Section 1001 of Trtle 18 of the United States Code and that such 
willful false statements may jeopardize the validity of the application 
or any patent issued thereon. 
4 
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(#H±, *fcttf»A^SSt«l*»*MriliE©Ci:) 
John M.Belz, Reg.30359 
Jeffrey A. Wyand, Reg. 29458 
Jeremy M. Jay, Reg. 33587 



POWER OF ATTORNEY: As a named inventor, I hereby appoint 
the following attorney(s) and/or agent(s) to prosecute this 
application and transact all business in the Patent and Trademark 
Office connected therewith: (list name and registration number) 

Xavier Pillai, Reg. 39799 
John D. Foster, Reg. 22943 



Send Correspondence to: 



CllS -K.-S TT1 <©■"»" N 



LEYDIG, VOIT & MAYER 
Suite 300 

700 Thirteenth Street, N.W. 
Washington, D.C. 20005 



*1 



Direct Telephone Calls to: (name and telephone number) 

202-737-6770 





Full name of sole or first joint inventor 
Takanori NAKASHIMA 




Inventor's signature Date 

lU^M^C TuMJa^ January 18,; 




Residence Chiba Japan R;>c 


mm ^ 


Citizenship j a p arl e S e 


B*m=f-mwt=?m-fimm&ttm 1 t b 2 3 


Post Office Address 

Central Park West Sea Tower 1603, 2-3 Utase 1-chome, 


tyh^ww-^xxF v—^r7— 1 6 0 3# 


Mihama-ku, Chiba 261-0013 Japan 


$cffl«- M— 2-00 


Full name of second joint inventor, if any 
Shinichi AKITAYA 




Second joint Inventor's signature Dale Januarj 
Mu^ieAl (hkxtA^e^ 2002 


ffiSf „ . ^^^^ 


Residence 

Chiba, Japan TPX 


BM 


Citizenship 

Japanese 


H#S^Mr1?Mrf?2§fW2 8 9 7#*7 9 


Post Office Address 

2897-79, Kikuma, Ichihara-shi, Chiba 290-0007 Japan 
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(mEM&O&m&m&lZ'l^X bmmtzmm^ WZTZ Zb) (Supply simHar information and signature for third and subsequent 

joint inventors.) 
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Full name of third joint inventor, if any 
Yuva ISHIMOTO 


mH©*l^?§W#©W« Btt 


Third joint Inventor's signature Date 

^fi^f J*ii*-J*' January 18, 2002 




Residence Chiba Japan jj p x 


B» 


Citizenship 

Japanese 


0 *B=RK*l1f Kffilfl* 3 6 6 1 


Post Office Address 
366-1, Shiizu, Ichihara-shi. Chiba 299-0118 Japan 










Full name of fourth joint inventor, if any 
Yasuhiro MOCHIZUKI 


«H0*H5MI#©»S Btt 


FcutTjTiointlnventor's signature Date 

January 18, 2002 




Residence & 

Chiba, Japan ZTR X 




Citizenship Japanese 




Post Office Address 

12-4, Takasu 4-chome, Mihama-ku, Chiba-shi, 




Chiba 261-0004 Japan 






Full name of fifth joint inventor, if any 
Yoshitaka MORIMOTO 


Btt 


Fifth joint Inventor's signature Date 

%Jft^jL rhnc^n^o January 18, 20( 




Residence , , , - „ . 

Kanaftawa. Japan , | F>X 


mm „ 


Citizenship . 

r Japanese 




Post Office Address 

10-3, Ottomo-cho, Kanazawa-ku, Yokohama-shi, 




Kanagawa 236-0024 Japan 
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Full name of sixth joint inventor, if any 
Yoshitaka SUMI 


%*o&mmwm<DW% arc 


Sixth joint Inventor's signature x Date 

pm\L^a^ Jjuumju January 18, 20( 




Residence Pita, Japan ZTT^X. 




Citizenship Japanese 


l^K^jft±^rffBJ« 2-26-1, 405f 


^^g^4 < ^!!^nonishi, Oita-shi, Oita 870-0164 Japan 






(^A $ fc « ■? nJ^K«^|p)|g^#Ci.| b T &(lti£t« (Supply similar information and signature for third and sub- 
$&ti£l?mZ>Zm&tZZ to } sequent joint inventors.) 
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